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(57) ABSTRACT

A method and a system for the enhancement of the sensitivity
in surface plasmon resonance (SPR) sensors based metallic
grating by exploiting the conical configuration is presented.
We consider the propagation of surface plasmon polaritons
(SPPs) excited by light from the visible to infrared spectrum
range, incident on a plasmonic grating at different directions
by varying both the zenith and azimuthal angles. For specific
azimuthal angles, SPPs propagate in the grating plane per-
pendicular to the incident light momentum. This is the con-
dition that allows increasing the number of different excited
SPPs modes largely. We exploit this effect to increase the
sensor sensitivity with the change of refractive index of thin
film on the plasmonic grating surface. Polarization effects
also contribute to a further modes enhancement and increase
the sensitivity. A scheme for a lab-on-chip implementation of
a system that allows a parallel detection in microfluidic chan-
nels has been shown.
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1
SENSITIVITY ENHANCEMENT IN GRATING
COUPLED SURFACE PLASMON
RESONANCE BY AZIMUTHAL CONTROL

CROSS-REFERENCE TO RELATED
APPLICATION(S)

This application claims the benefit of U.S. Provisional
Patent Application Ser. No. 61/158,940, filed Mar. 10, 2009,
the entirety of which is hereby incorporated herein by refer-
ence.

This application claims the benefit of Patent Application
No. PCT/IB2010/000510, filed Mar. 08, 2010, the entirety of
which is hereby incorporated herein by reference.

BACKGROUND OF THE INVENTION

1. Field of the Invention

The invention relates to surface plasmon resonance sensors
based on plasmonic grating and sensitivity enhancement can
be obtained after an azimuthal rotation of gratings. The
method describes a device and procedure to exploit this
higher sensitivity.

2. Description of the Related Art

Sensors are devices for detecting and measuring physical,
chemical and biological quantities. Sensors can be grouped
into electrical, optical and mechanical sensors in accordance
with various detection mechanisms. First optical chemical
sensors were based on the measurement of changes in absorp-
tion spectrum and were developed for the measurement of
CO, and O, concentration. Since then a large variety of opti-
cal methods have been used in chemical sensors and biosen-
sors including, spectroscopy (luminescence, phosphores-
cence, fluorescence, Raman), interferometry (white light
interferometry, modal interferometry in optical waveguide
structures), spectroscopy of guided modes in optical
waveguide structures (grating coupler, resonant mirror), and
surface plasmon resonance (SPR). This discovery deals with
the last type of sensors and, in particular, describes a device
and method for the enhancement of the index refraction sen-
sitivity based on the control of azimuthal angle of rotation of
1D plasmonic gratings

Surface plasmon polariton (SPP) is defined as an electro-
magnetic (photon) excitation that couples with the electrons
oscillations (on thin metal film) and propagates as a wave
(polariton) along the interface between a metal and a dielec-
tric medium. Fields intensity decays exponentially from the
surface with extension length ofthe same order of wavelength
inside the dielectric medium and about one order shorter into
the metal. Due to this phenomenon, SPPs are particularly
sensitive to optical and geometrical properties of the surface,
e.g. shape, profile, roughness, refractive indices, and reveal
themselves as a useful tool for surface analysis. These light-
matter interactions and sensitivity due to the field enhance-
ment are extensively used for chemo- or bio- sensing pur-
poses. The resonant condition for excitation of surface
plasmons with an electromagnetic wave depends on refrac-
tive index of the dielectric in the proximity of the metal
surface. Therefore, variations in the refractive index can be
monitored from changes in the interaction between an elec-
tromagnetic wave and a surface plasmon.

SPP sensors typically measure shifts of surface plasmon
resonance as a function of a change of a refractive index of
analyte molecules or a chemo-optical transducing medium.
In optical sensors, surface plasmons are usually optically
excited with an electromagnetic wave in the visible or near
infrared spectrum.
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SPR sensors can be used also as highly sensitive refracto-
meters and can also be applied for the study of biomolecules
and their interactions and for detection of chemical and bio-
logical compounds. In these applications, SPR sensors are
combined with bio/chemo recognition elements which spe-
cifically interact with an analyte (e.g., antibody, enzymes,
DNA).

Currently, several groups are using different SPR
approaches to detect the change of refractive index. A refrac-
tive index resolution better than 3x10~7 RIU (refractive index
units) has been developed by Liedberg and BlAcore using a
Kretschmann configuration prism-coupled SPR (PC-SPR)
sensor; this study also concluded that sensitivity is higher at
short wavelength. Gaurav claimed an angular sensitivity from
94.46°/RIU to 204.41°/RIU based on changing the prism
refractive index. Van Duyne and his coworkers, working on
localized surface plasmon resonance (LSPR) of noble metal
nano-particle arrays, reported a refractive index resolution of
5x107°RIU. Perez-Juste and Yu used gold nanorods with an
aspect ratio of 3 to build multiplex biosensors with a sensi-
tivity of 400 nm/RIU. Although prism-based coupling meth-
ods provide the best refractive index resolution, they suffer
from extremely cumbersome optical maintenance. Further-
more, the commercialized prism-based SPR instrument is
very expensive and is not amenable to miniaturization and
integration. A LSPR nanosensor is much cheaper than an SPR
instrument and can be miniaturized, but it has much lower
sensitivity. Sensing based on Au nanorod SPR is a new
method; a systematic analysis of the sensitivity has not yet
been presented and controlling the aspect ratio of nanorod is
inconsistent and troublesome.

Another common way for SPR excitation is to use a metal-
lic grating. Yoon and Cullen have proposed grating coupled
SPR (GC-SPR), demonstrating a sensitivity of 440 nm/RIU
or 100°/RIU, which is lower than prism-based coupler SPR.
Most of the groups are using a two dimensional CCD array to
collect the reflected light from the grating substrate, which
provide a higher reflective index resolution of ~107% RIU and
over 200 sensing channels. Recently, Homola’s group dem-
onstrated an SPR biosensor with a reflective index resolution
of 3.5x107° RIU by using the advantages of both long-range
and short-range surface plasmon excited simultaneously on a
diffraction grating. Most recently, Alleyne has demonstrated
a higher sensitivity of 680°/RIU by bandgap-assisted GC-
SPR, but this requires a prism to enhance incident light
momentum for exploring the grating’s bandgap region.

Recently, our group has shown that the number of excited
SPP modes in GCSPR is related to the azimuthal angle of the
grating.

A SPP spectroscopy method of in surface plasmon reso-
nance sensors was described in patent US 2008/0144027 Al
and in patent US 2007/0279634 Al exploiting SPP grating
based sensors and also the rotation of the gratings but with a
different detection approach. When SPP is excited at a par-
ticular incident wavelength or angle, a dip in reflectivity spec-
trum can be observed.

BRIEF DESCRIPTION OF THE FIGURES OF
THE DRAWINGS

FIG. 1 depicts a method for SPR sensor detection using a
sensor element on which a relief diffraction grating is pre-
pared. On the diffraction grating, an electromagnetic wave is
coupled to surface plasmons and is diffracted into a diverging
beam. The diffracted beam is collected using CCD. The CCD
can detect the diffracted beam in different wavelength.
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FIG. 2 is a comparison between SPPs dispersion curve and
dispersion line of light in the dielectric medium

FIG. 3 is a simulated reflectivity spectrum for incident
wavelength of 640 nm on a un-rotated Ag—Au (37 nm-7nm)
grating with period and amplitude of 500 nm and 35 nm
respectively. A dip in the reflectivity spectrum represented as
surface plasmon excitation, and the incidence angle for the
dip occurred is called resonance angle.

FIG. 4 shows simulated resonance angles for both
uncoated and coated on un-rotated grating.

FIG. 5a-5b show the electromagnetic wave incident on
either (a) un-rotated or (b) rotated diffraction grating. In the
case of un-rotated grating, the incident photon and grating
momentum are parallel to each others, resulting the excited
surface plasmons are propagated along the same direction.
However, in the case of rotated diffraction grating, the
momentum of the grating is also rotated azimuthally, result-
ing the excited surface plasmons are propagated in different
direction and can be controlled by grating rotation.

FIG. 6 is a simulated reflectivity spectrum when the grating
azimuthal angle is grater than critical azimuthal angle .

FIG. 7 is a The scheme represents wave-vector combina-
tion for one dip SPP reflectance excitation. The large

(smaller) circle represents equi-magnitude G (fsp) vectors.
The k,, vector represents the projection of the photon wave-
vector on the plasmonic crystal plane. The dotted lines vector
represents the maximum length of the k,, photon wave-vector
in correspondence of a propagation of light tangent to the
crystal plane. The ® and f§ angles represent the azimuthal
orientation of the crystal momentum and the direction of
propagation of the SPP.

FIG. 8 is a vectorial resonance scheme of SPP excitation.
Two dips configuration: the k,, vector interests twice the k, ,
circle.

FIG. 9 is a vectorial resonance scheme of SPP excitation:
response to a thin coating film.

FIG. 10 is a comparison of reflectivity spectra obtained
before (solid) and after (dashed) the deposition of a film on
the uncoated plasmonic crystal.

FIG. 11 is a first dip sensitivity (°/RIU) as a function of the
azimuth angle (°) for a gold grating with period 510 nm,
incident wavelength: 640 nm

FIG. 12 is a second dip sensitivity(°/RIU) as a function of
the azimuth angle (°) for a gold grating with period 510 nm,
incident wavelength 640 nm

FIG. 13 is a values of sensitivity for the first and second dip
normalized to the null-azimuth first dip sensitivity (classical
mounting).

FIG. 14 is a simulated reflectivity spectrum at fixed azi-
muth (55°) and varying incidence polarization angle for a
gold grating with period 510 nm and an incident wavelength
of 640 nm

FIG. 15 is a reflectivity minimum dependency on polariza-
tion: simulation points and fitting curves for the two reso-
nance dips

FIG. 16 is a optimal incident polarization as a function of
azimuthal angle for a gold grating of period 510 nm and an
incident wavelength of 640 nm

FIG. 17a-17¢ is a reflectivity in polarization scan for first
(blue lines) and second (red lines) dips before (solid line) and
after (dashed line) functionalization of the grating with a
self-assembled monolayer of dodecanethiol (C12) for fixed
azimuth angle =51° and wavelengths =600 nm (a), 620 nm (b)
and 635 (c-merged dips). Experimental data for light imping-
ing on a gold grating with period 505 nm.
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FIG. 18 shows the schematic of the sensor chips. The chip
consists of diffraction grating with sinusoidal profile fabri-
cated using interference lithography on a silicon or glass
substrate and evaporated with Ag and Au. On back of the
diffraction grating, a microfluidic channels is patterned, and
interest analytes can be flowed through these channels. A
small slit is located on top of the grating and control the active
area (light that are able to incident on the diffraction grating).

FIG. 19 is a Shows the SPR sensor system in (a) & (b) side
view with a-a cut and b-b cut respectively and (¢) & (d) top
view with un-rotated and rotated grating. The light is emitted
from a monochromatic light source, passing through a con-
verging lens and focus on a slit which located on top of
diffraction grating. The polarization of the incident light can
be controlled using a polarizer. The diffracted beam from slit
is collected by a CCD, and polarized using a polarizer.

DETAILED DESCRIPTION OF THE INVENTION

A preferred embodiment of the invention is now described
in detail. Referring to the drawings, like numbers indicate like
parts throughout the views. Unless otherwise specifically
indicated in the disclosure that follows, the drawings are not
necessarily drawn to scale. As used in the description herein
and throughout the claims, the following terms take the mean-
ings explicitly associated herein, unless the context clearly
dictates otherwise: the meaning of “a,” “an,” and “the”
includes plural reference, the meaning of “in” includes “in”
and “on”

Scientific Background

SPPs can be excited only in the frequency range wherein
the real parts of the dielectric functions of the two media have
opposite signs and the metal is opaque to radiation (negative
real part of the dielectric constant). Commonly used metals
are noble metals (Cu, Ag, Au) because free-electrons plasma
model (Drude’s Model) well explain dielectric function
behaviour in the optical range. Assuming the validity of a
Drude model for metal optical constants, SPPs propagating
on a flat metal/dielectric interface are TM-polarized modes
and the wave-vectork,,, , is given by the following expression:

keSPP=20// (C L1/ (Ed+E4y) o

where €,, and € are respectively the dielectric constants of
the metal and of the dielectric medium, A is the illuminating
wavelength in vacuum.

The dispersion curve of SPP w(k) lies totally on the right of
the light line (dispersion curve of light in the dielectric) and
there is no matching between the two curves in the range of
frequency that we are taking into account: SPPs have a non-
radiative nature and once they have been generated, these
modes propagate along the surface until energy is dissipated
inside the metal. For the same reason, an incident light cannot
excite SPPs because its momentum is greater than the inci-
dent light. The optical excitation of SPPs is possible only in
such proper configurations that provide the matching
between the incident light momentum and the SPP momen-
tum. Two setups are suitable: prism coupling and grating
coupling.

Prism coupling: the metallic film is sandwiched between
the dielectric medium and the metal and a prism with a refrac-
tive index greater than the dielectric one is illuminated from
the prism-side: since the prism is optically denser, incident
momentum is increased and there exists an incident angle 6,
at which SPPs are excited:

keSPP=2m/Mn sin [6,,,] )

where n is the prism refractive index, A is the incident wave-
length in vacuum.
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Grating coupling: metal surface is modulated by a periodic
pattern. Incident light is diffracted and it is possible for a
diffraction order to excite SPPs on the interface. Grating
crystal momentum is exploited to sum to the incident light
wave-vector and to realize the matching with SPP dispersion
law. If A is the grating period, resonance condition is realized
for the incident angle 0, ., and the diftracted order n for which
the resonance equation is satisfied (longitudinal incidence):

il 3)
@

Ores +10

When surface plasmon polaritons are excited, a dip in reflec-
tivity spectrum is observed at a particular incidence angle (the
so called resonance angle) as shown in FIG. 3, since the
illuminating energy is absorbed by the excited surface modes
and propagates along the interface till it is dissipated by metal
absorptions: thus the reflectivity goes to zero and a minimum
appears in the reflectivity curve.

Changes in the optical and geometrical properties of the
surface influence the SPPs dispersion law and therefore reso-
nance conditions: Surface Plasmon Resonance sensors (SPR-
sensors) work on this principle. If the metal surface is func-
tionalized with a thin coating film, it is possible to measure
film optical properties such as film thickness and refractive
index, by analysing the changes on the resonance conditions,
e.g. shift of resonance angle (as shown in FIG. 4.). There are
different setups depending on the device configuration, e.g.
angular-modulation (incident wavelength is fixed and the
incidence angle is scanned), wavelength-modulation (inci-
dence angle is fixed and wavelength is varied), intensity- and
phase-modulations devices. Here our system is focused on
angular interrogation, but the same description and methods
are also valid in the case of wave length interrogation.

Even if PC-setup guarantees sensitivity and resolution
slightly greater than GC-devices, an extreme precision in the
prism alignment is required and the prism presence makes the
device extremely cumbersome and difficult to miniaturize.
On the other hand metallic gratings are suitable for miniatur-
ization and integration in nano-devices.

Sensitivity Enhancement—Theoretical Description

Experimental results and analytical works reveal that it is
possible to improve sensitivity by grating rotation. In this case
the scattering plane and the grating symmetry plane are no
longer parallel and form an azimuthal angle ® as shown in
FIG. 55

Moreover, when grating azimuthal rotation exceeds a criti-
cal value @, the reflectivity spectra changes dramatically.
Two minima can be excited using a single wavelength.

A simulation of the reflectivity spectra is shown in FIG. 6.
The condition for the appearance of two dips is explained in
FIG. 8

We use the constructs shown in FIG. 7 to explain the SPP
excitation in both un-rotated and rotated grating case.

Resonance condition is expressed in vector form on the
grating plane and defined as:

Espp= EqytInGl, )
where G is the grating vector, belonging to the grating plane
and perpendicular to the diffraction pattern, with intensity
G=27/A, k, is the on-plane component of the incident wave-
vector. In the analyzed samples, grating period A (typically
500 nm) is usually shorter than the illuminating wavelength
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and the resonance (4) condition is satisfied at diffraction order
n=-1:

Espp=Fg)=G, ®

With such a choice of the reference frame that the scattering
plane lies on the xz-plane, we have:

ksppsin p=G sin @

kspp cos p=G cos ®-k sin ® (6)
From G, the vector k,, has origin, parallel to the k -axis and
with intensity between two limit values:

2n

0<ky= zgsme <=

The dotted line at the tip of the circle of radius G, repre-
sents the x component of the photon wave-vector k,;, that is
the only component that participates in the SPP excitation.
This line is scaled linearly in sinf such that the full length of
the line at the incident angle 0,, of 90° corresponds to the
maximum value of k,;, . Because of the plus and minus con-
ditions inherent in the wave-vector conservation requirement,
all quadrants of the circle can be explored for plasmon reso-
nances as long as the conservation is satisfied. However for
symmetry reason only the k,, positive half space is shown.
Theintersectionof the k,,;, horizontal line with the smaller k,,,
circle determines for which the wave-vector conservation is
satisfied. This intersection also allows identification of the
incident angle for SPP resonance excitation as well as the
plasmon propagation direction f3.

FIG. 7 shows the case in which the photon wave-vector can
intersect the SPP circle only in the first quadrant but not the
second, thus exciting only a single SPP. This is also true for
@®=0, where the grating, photon and SPP wave-vectors are all
parallel. At fixed wavelength, resonance angle increases with
azimuthal angle. At fixed wavelength, resonance angle
increases with azimuthal angle. For azimuth values beyond a
critical azimuthal angle, @, itis possible thatk , intersects the
internal circle in two distinct points (FIG. 8). When the azi-
muth value @, is reached, a second resonance dip appears at
a greater incidence angle. This condition corresponds to the
case

ky =

x

This condition explains the two resonance dips appearing in
the reflectivity curve (FIG. 6). For increasing azimuthal val-
ues, the two dips approach each other till they merge into a
single broad dip when the critical azimuth value @, is
reached. This is the condition for which the direction of
propagation of the two KSPP are coincident and 3 ,=,=90°.
Beyond this value, resonance is no longer possible at any
incidence angle.

When azimuth increases, the distance between these two
points gets shorter and the two reflectivity dips begin to merge
into a single dip when the vectork, is tangential to the internal
circle. Beyond this configuration, no resonance is possible
without a change of the incident wavelength, i.e. a change of
the internal radius.

We now consider the case of a thin film deposited on the
plasmonic grating and the induced change of the effective
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refractive index of the surrounding medium. This can be the
case for example of a homogeneous film deposited on the
plasmonic grating, of the chemical functionalization of the
gold surface with bonding analytes, or of a chemical variation
of a previous deposited film due to molecules adsorption. As
a consequence the SPP dispersion curve changes and there-
fore the internal circle radius changes accordingly. We shall
consider the case of an increase of the index of refraction and
therefore a reduction of the radius of the K - circle (as can be
deduced by Eq. 1). The principle is also applicable in the case
of a smaller refractive index. As a consequence, for a given
azimuthal value, k, intersects the circle in a different point
and the reflectivity curve shows a shift of the resonance angle.
As shown in FIG. 9, when azimuth angle increases, resonance
condition shift increases with respect the condition for ®=0
and therefore the response is improved.

A comparison between simulated reflectivity spectra
before and after the deposition of a film on the uncoated
plasmonic crystal is shown in FIG. 10.

The explanation of the increase of the sensitivity with the
azimuthal angle can be obtained by a simple graphical analy-
sis FIG. 9. The sensitivity is proportional to the variation of
the wave vector, Ak, obtained by the variation of the radius
change. Ak, is increasing with the azimuthal angle. For all the
azimuthal angle greater than the critical one, it results that
Ak,=Ak,, namely the difference the wave vector variation for
the two SPPs is the same.

This is a condition that is worth noting because it changes
the perspective for the measurement. In a typical SPR con-
figuration the changes of the index of refraction are evaluated
with respect a spectrum of reference. It means that it is nec-
essary to have a reference sample whose index of refraction
must be changed. As mentioned previously, it can be done in
several methods. In the case of double SPPs excitation,
instead, the angular distance among the reflectivity dips can
be converted in a wave vector distance and allow determining
the refractive index of the film without reference. This inter-
nal reference system greatly simplifies the data collection and
the data analysis.

Sensitivity Functional Dependence vs Azimuthal Angle

In the following section, we determine the analytical
dependence of the sensitivity enhancement as a function of
the azimuthal angle.

Grating sensitivity is defined by the variation of the mea-
sured quantity Y for a change in the refractive index n of the
film:

ay

an

7
Sgy = D

where Y depends on the type of device: in the case of angular
modulation Y=0,,, in the case of wavelength modulation
Y:}\'VZS'

An analytical study provides a theoretical estimate of this
improvement. At fixed azimuthal angle ¢ and incidence wave-
length A, we have the following expression for angular sen-
sitivity:

S

\/ 1 sin?@ 2cospsing ®
LMY AT T T AL
S == cosf (%) cosp  sinf

AT A

w
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where the resonance angle 6, is given by:

\/ 1 sin?  2cosgsing ®
L M3V AT T T AL
S = _@(n_o) cosp  sinf

A A

M is given by M=k ,»/k and in first approximation the
expression is the same as for flat interfaces (eq. 1):

M= ”EﬁEM

I’Lgﬁ- +em

If we consider the first dip, sensitivity monotonically
increases with azimuthal angle (FIG. 11). Second dip sensi-
tivity instead, in the azimuthal range wherein the second dip
exists, has a U-shape (FIG. 12), with values greater than the
first dip ones (FIG. 13).

The following table compares angular shifts for PC setup
and GC setup with and without grating rotation, after the
deposition of a thin self-assembled monolayer of dode-
canethiol (C,,H,;SH) on the metal surface (thickness
1.5 nm, €=2.205):

TABLE 1
Prism Coupling ABz;s(%)
0.118
Au Grating ABpss() ABpss(°) ABss(9)/AORs(0)

(510 nm) (Idip) (II dip) (Idip-IIdip)

0° azimuth 0.161
54.5° 0.947 2.267 5.88-14.08
55.0° 1.153 2.138 7.16-13.28
55.5° 1.480 2.289 9.19-14.22
56.0° 2.510 3.034 15.6-18.85
56.2° 4.476 4.603 27.80-28.59

Inthe second dip sensitivity two singularities appear for the
azimuthal angle close to the critical values ®_e®,,, ;, which
correspond respectively to the configurations wherein the
second dip appears and the resonance disappears. In the first
case the incidence angle is close to 90 degrees, cos0 becomes
null and sensitivity diverges. In the second case, as the vec-
torial scheme clearly explains, we have:

(1n

Fomioa

that means:

2n

~ o)

12)
4

The denominator becomes null and sensitivity has a singu-
larity. Although it is possible to get sensitivity 30-40 times
higher than un-rotated case, technical and experimental limits
invalidate measurements near to these values. When azimuth
is close to @, second dip resonance angle is great (>50°) and
the angular spreading of the incident beam invalidates the
reflectivity spectrum. When ® approaches its maximum
value, @, -, the two resonance dips overlap and merge into
asingle broad dip which makes the two minima indistinguish-



US 9,110,021 B2

9

able. Thus only the central range of the second dip sensitivity
U-shape is exploitable in order to significantly improve the
refractive index sensitivity by grating rotation. In this range
the analysed structure gives a second dip sensitivity from 900
to 1100 °/RIU, about 15 times higher than un-rotated case.
It is worth noting that the two resonance dips shift towards
opposite directions. A more accurate way is by adding the
shifts of the two dips together and in this case the total sen-
sitivity is given by the sum of the single dip sensitivity:

Stot:Sl +Sz

The combined sensitivity has a range from 1300 to
1700 °/RIU in the exploitable range. By normalizing with the
sensitivity at null azimuth, the sensitivity of the combined 2
SPPs configuration is up to 24 times the conventional grating
SPR sensor.

Polarization Role

The symmetry breaking with grating rotation makes polar-
ization have a fundamental role on surface plasmon polari-
tons excitation and the propagation of SPPs with a generic
polarization is achievable. If we consider a TM-mode inci-
dent plane wave, sensitivity increases with azimuthal angle as
we described in the previous sections, but reflectivity dip
becomes shallower. For increasing azimuth angle in fact,
p-polarization is no longer the most effective for SPP excita-
tion and the coupling with illuminating light is less efficient.
At a fixed non-null azimuthal angle ¢, reflectivity dip mini-
mum value is obtained for a polarization c,,,,, that is different
from the TM-mode (a=0°) (FIG. 14-15). Both experimental
data and simulations show that at a fixed incidence azimuth,
reflectivity minimum is a periodic function of polar 118

zation angle o, which is best fitted by an harmonic function
of twice the polarization angle (period 180°) (FIG. 15):

R,..,—fo—15 cos 2a+ag)

13)

Where f,,, | and the phase term ¢, are fitting parameters that
depend on grating geometry and materials and on the inci-
dence conditions (wavelength and angles).

This behaviour can be easily explained with the use of the
vectorial model and assuming symmetry principles. Grating
1D modulation restricts electron plasma oscillations to the
grating symmetry plane formed by the versors g (parallel to

the grating vector G) and fi (normal to the grating plane).
Thus the only incident electric field component parallel to the
symmetry plane is effective to SPP excitation and the
orthogonal one represents the main contribution to reflectiv-
ity:
Ralé(gxm)? (14)

where ¢ is the electric field versor.

This model gives an analytical expression for the calcula-
tion of the incident polarization angle ., that optimizes the
coupling with SPP modes at a fixed azimuthal angle ¢:

tan a,,;,=cos O, ,tan ¢

15

In the case of optimal polarization impinging the grating
surface, the coupling strength is maximized and the reflectiv-
ity depth is minimized, thus in eq. (13) we have cos(2c,,,;,+
a,)=1 and we get the relation o,=-2a,,,+2max, (mEz).
between the phase term and the optimized value.

Since the optimal incident polarization angle depends on
the incidence resonance angle, first and second dips show
different values (FIG. 15-16). As it shown in FIG. 15 the
optimal polarization incidence varies very sharply for the
second dip. This means that at a fixed azimuthal angle for
which two dips can be excited, namely for ¢_<¢<¢,,, ., a
polarization scan allows to determine precisely the dips posi-
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tions. In the following we shall describe a device that will use
this type of scan for the determination of the reflectivity dips
positions and therefore the refraction index determination.

Ifthe grating surface is functionalized, the effective refrac-
tive index n of the dielectric medium changes and resonance
conditions are different (eq. 9-10). As a consequence of the
shift in the resonance angle 6, for a fixed azimuth ¢, there is
a change in the phase oy

2 16
900 5,y 1o

Aay =
@ on

Where the phase sensitivity

Sq =0ng/0n
is given by:
dag 2sinftane 06 (1n

n " 1+cos2@ —tan?¢ On

This result opens the route to a new grating-coupled SPR-
configuration with polarization interrogation. In this setup the
grating is rotated of an azimuthal angle ¢ which is kept fixed.
The illuminating wavelength A is fixed and incoming light
impinges on the grating at the resonance polar angle 0,,... A
rotating polarizer between source and sample-holder allows
changing the polarization incident on the grating. A polariza-
tion scan of the illuminating light gives a harmonic depen-
dence of'the collected output signal according to eq. 13. If the
grating surface is functionalized, a polarization scan, in the
same and fixed conditions of incident wavelength A and
angles ¢ and 0, gives a harmonic output signal with a different
phase parameter a,.

Once the system has been calibrated, it is possible to trans-
duce the phase shift A, into a refractive index change and
thus into a quantification of grating surface functionalization
orof molecule adsorption onto a sensitive coating layer. Since
the dependence of the output signal on the polarization is a
well known function, it is possible to get a very precise
estimation of the phase term o, from the fit with eq. 13.

The following table collects the results of SPR-analysis
with polarization scan related to the deposition of a thin
self-assembled monolayer of dodecanethiol (C,,H,sSH-
thickness 1.5 nm, €=2.205) on the grating metal surface. The
grating was azimuthally rotated and kept fixed at such an
azimuth-angle value that provides the excitation of double
SPPs in the considered wavelength range (in our case ¢=51°,
A=600-635nm). For each wavelength, a polarization scan was
performed in the range 0-180° in correspondence of the reso-
nance polar angle 0, both for first and second dip. Polariza-
tion scans are reported in FIGS. 17.a-b-c and the measured
phase shifts Aa after functionalization is collected in table 2.

Three cases or interest are reported:

a. A=600 nm (FIG. 17a): the two resonance dips are per-

fectly distinguishable.

b. 2=620 nm (FIG. 175): the two resonance dips are near to

merge and interfere.

¢. A=635nm (FIG. 17¢): the two resonance dips are merged

into a single broad dip.
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TABLE 2
S (sensitivity- o, (resolution-

» (um) An Aay(®) oA(%) °/RIU) RIU)

600 (I) 0.00532 1.1463  0.0026 215.47 12.0e-6
600 (II) -5.6205  0.0023 1056.48 2.2e-6
620 (1) 0.00478 1.6905  0.0015 353.66 4.2e-6
620 (II) 1.4932  0.0015 312.38 4.8¢-6
635 (I-1I)  0.00444 49191  0.0018 1107.91 1.6e-6

Modeling refractive index change An with an effective
medium approximation, it is possible to estimate the phase
sensitivity S, which corresponds to a phase shift Aa.. More-
over it is possible to calculate the refractive index resolution
o

e

(18)

where o, is the phase resolution, which strictly depend on the
output signal (e.g. polarization step size, signal-to-noise
ratio) and on the analysis procedure (signal-transduction pro-
cess and data-analysis algorithm).

As table 2 shows, the best performances in resolution and
sensitivity are obtained either for the second dip in the con-
figuration wherein the two resonances are well distinguish-
able, or after merging in the case of a single broad dip.
Refractive index changes of order 1075 RIU are easily detect-
able and the resolution can be further improved to 1077-107%
by increasing the number of the collected points during the
polarization scan or by reducing output noise.

The SPR technique based on polarization modulation with
azimuthal rotation reveals a great robustness and tolerance in
system alignment. Since every point of reflectivity dip
changes with the same phase during polarization scan, itis not
necessary to perfectly set the polar angle at the SPP resonance
value 0,,.. Moreover the possibility of analysing the merged
dip phase shift, which revealed better performance in sensi-
tivity, further assures a greater tolerance because of its wide
spread in angle.

One embodiment, as shown in FIGS. 18 and 19, includes
the following elements:

A plasmonic crystal grating generated on a glass or another
transparent flat and rigid substrate. It can have either a
sinusoidal or a digital profile or any intermediate profile.
It can be generated by interference lithography, or by
imprinting replica or by electron beam lithography or
any other suitable lithography system. Typical lattice
period will be in the range of 200-2000 nm and with
amplitude of 10-500 nm.

A micro array of plasmonic grating distributed along a line.
It is composed of a large area of grating (more than
40x40 mm?2) on top of which some circular microfluidic
channels have been patterned. The microfluidic chan-
nels are made of transparent material and sealed on a
covering glass. On the back of the glass is the grating.
This element comprised with the grating is now on
called SPPchip.

A system for the rotation of SPPchip, called rotating stage.

On top of the SPPchip an optical screen defines a rectan-
gular window.

A linear light beam source whose cross section is a small
circle that emits white beam from visible to near infra-
red.
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An optical system comprised of a collimator lens and a
polarizer. The collimator lens first collimates the light on
the rectangular window, the polarizer is controlled the
polarization angle of the incident wavelength. The
respective angles of rotation are called Pinc and Prefl.

A simple grating monochromatic or a multi-diffractive
grating that generates a wavelength division multiplex-
ing (WDM). In this second case a polychromatic light
beam will made incident onto a special metallic grating
with a grating profile composed of multiple harmonics.

The optical system for the collection of the diffracted light
is using a linear CCD system. The system can detect
light at different wavelengths.

A polarizer is required before diffracted light collected by
CCD system.

The above described embodiments, while including the
preferred embodiment and the best mode of the invention
known to the inventor at the time of filing, are given as
illustrative examples only. It will be readily appreciated that
many deviations may be made from the specific embodiments
disclosed in this specification without departing from the
spirit and scope of the invention. Accordingly, the scope of the
invention is to be determined by the claims below rather than
being limited to the specifically described embodiments
above.

What is claimed is:

1. A surface plasmon resonance sensor in grating coupling
configuration, comprising:

a plasmonic crystal grating, with a selected one of a sinu-

soidal profile or digital profile;

a system of microfiuidic channels made of a transparent
material and placed on top of the grating, which element
is referred to as an SPPchip, that is configured to allow
the flow of an analyte therethrough;

a light source that emits a monochromatic light beam that
induces surface plasmon polariton excitation, hereafter
called a first beam, which impinges on the SPPchip and
is thereby reflected, into a second beam, which identifies
with the first beam as a scattering plane;

a first polarizer, disposed between the light source and the
SPPchip, that is configured to rotate so as to control
polarization of the first beam;

a second polarizer in the path of the second beam;

a rotating stage upon which the SPPchip is placed and
configured to rotate azimuthally and so as to control
angle of rotation of the scattering plane, thereby control-
ling an azimuthal angle, which is set at a non-null value
during analysis; and

an optical system for detecting the second beam thereby
detecting information about the analyte, the optical sys-
tem including a CCD system.

2. A surface plasmon resonance sensor in grating coupling

configuration, comprising:

a plasmonic crystal grating, with a selected one of a sinu-
soidal profile or digital profile;

a system of microfiuidic channels made of a transparent
material and placed on top of the grating, which element
is referred to as an SPPchip, that is configured to allow
the flow of an analyte therethrough;

a light source that emits a light beam that induces surface
plasmon polariton excitation, hereafter called a first
beam, which impinges on the SPPchip and is thereby
reflected, into a second beam, which identifies with the
first beam as a scattering plane;

a first polarizer, disposed between the light source and the
SPPchip, that is configured to rotate so as to control
polarization of the first beam;
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a second polarizer in the path of the second beam;

a rotating stage upon which the SPPchip is placed and
configured to rotate azimuthally and so as to control
angle of rotation of the scattering plane, thereby control-
ling an azimuthal angle, which is set at a non-null value
during analysis; and

an optical system for detecting the second beam thereby
detecting information about the analyte, the optical sys-
tem including a CCD system,

wherein the light source emits a polychromatic beam.

3. A system as claimed in claim 1, wherein the azimuthal
angle is fixed at a non null value, wherein the first beam has a
wavelength that is fixed, wherein the first beam has an inci-
dence angle that is fixed, the second beam has a polarization
that is fixed and only the first beam has a variable polarization.

4. A system as claimed in claim 1, wherein the wavelength
of the first beam is fixed, wherein the first beam has an
incidence angle that is fixed, wherein the first beam has a
polarization that is fixed and only the azimuthal angle is
variable.

5. A surface plasmon resonance sensor in grating coupling
configuration, comprising:

a plasmonic crystal grating, with a selected one of a sinu-

soidal profile or digital profile;

a system of microfluidic channels made of a transparent
material and placed on top of the grating, which element
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is referred to as an SPPchip, that is configured to allow
the flow of an analyte therethrough;

a light source that emits a light beam that induces surface
plasmon polariton excitation, hereafter called a first
beam, which impinges on the SPPchip and is thereby
reflected, into a second beam, which identifies with the
first beam as a scattering plane;

a first polarizer, disposed between the light source and the
SPPchip, that is configured to rotate so as to control
polarization of the first beam;

a second polarizer in the path of the second beam;

a rotating stage upon which the SPPchip is placed and
configured to rotate azimuthally and so as to control
angle of rotation of the scattering plane, thereby control-
ling an azimuthal angle, which is set at a non-null value
during analysis; and

an optical system for detecting the second beam thereby
detecting information about the analyte, the optical sys-
tem including a CCD system,

wherein the azimuthal angle is fixed at a non null value,
wherein the first beam has a fixed polarization angle,
wherein the first beam angle has a fixed angle of inci-
dence, and wherein the first beam has a polychromatic
wavelength.



